In this paper, the resistance to the freeze/thaw cycles for four groups of mortars (lime-LM, lime based-LBM, cement-CM, and aerated cement-ACM mortars) with different amount of mortar components within each group is quantified via a ratio of flexural/compressive strength after and before exposure to freeze/thaw cycles. Using a pore system obtained by three different methods (mercury intrusion porosimetry, X-ray micro-computed tomography analysis, and SEM (Scanning Electron Microscopy) analysis), an attempt was made to explain why some mortars achieved better resistance to freeze/thaw cycles than others. The mortars with lime as a binder in the composition (LM and LBM groups) did not survive the freezing and thawing regime, while no visible damage was recorded in samples of the CM and ACM group. It is concluded that the low initial value of the mechanical properties of the LM and LBM mortars, as well as the higher proportion of harmful pores (pores greater than 0.064 µm) compared to CM and ACM mortars are responsible for their poor durability. According the results of nanotomography, it is concluded that the most important factor influencing freeze/thaw resistance is pore connectivity-the higher the connectivity of the macropores, the higher the freeze/thaw resistance of the mortar. SEM analysis proved to be a very useful method for aerated cement mortars as it revealed the pore sizes that were not covered by mercury porosimetry and nanotomography.
Introduction
Some historic buildings, even after many centuries have been passed, are still in good condition today. The reason for this lies in the massiveness of their structures and the large quantities of materials incorporated into such structures, which making them resistant to the aggressive environment and, partly, in the durability of the materials of the past. Today, building preference is given to slender structures with significantly fewer material and, hence, an increased sensitivity to external actions, emphasizing the necessity for material durability [1] . The durability of masonry structures is affected by the strength of the bricks and mortar (the building components), as well as by their mutual compatibility capillary (0.03-10 µm), and macro (over 10 µm). The authors in [6] divided the pores into micro (up to 0.01 µm), meso (0.01-0.05 µm), and macro (0.05-1 µm) pores and cracks (over 1 µm). The authors in [28] classified the pores directly by their effects on the resistance to freeze/thaw cycles: harmless (up to 0.02 µm), less harmful (0.02-0.05 µm), harmful (0.05-0.2 µm), and more harmful (larger than 0.2 µm).
Lime based mortars have been used in building construction for centuries. The appearance of cement as a binder in mortars led to its widespread and excessive use in buildings, including the conservation and rehabilitation of the architectonic heritage. Some of its properties, such as its fast hardening and high mechanical strength, were the determining factors for this overuse. Since the appearance of cement, lime-based mortars have been gradually used less and less frequently. Some decades ago, it was noted that the replacement of lime mortars by cement mortars for the conservation and rehabilitation of old buildings was a serious mistake. Cement mortars are chemically and mechanically incompatible with old building materials because they possess high mechanical properties, rapidly reach maximum strength, have a hardening process that results in the release of soluble salts, and still have a shorter life when compared to lime mortars. After realizing these problems, a new phase began in the use of lime and a new search was undertaken to optimize the behavior of lime mortars. Nevertheless, each of these mortars has an application in a particular type of structure, and, therefore, it is important for them to possess a high durability.
In this paper, the resistance to freeze/thaw cycles of four groups of mortars (lime, lime based, cement, and aerated cement mortars), with different ratios of mortar components within each group, is quantified. Characterizing the pore systems by three different methods (mercury intrusion porosimetry, X-ray micro-computed tomography analysis, and SEM analysis), an attempt was made to explain why some of the mortars achieve better resistance to freeze-thaw cycles than others.
Experimental Part

Materials and Methods
The mortar mixtures were prepared with a CEM II/B-M (P-S) 32.5R with a density of 3050 kg/m 3 , slaked lime powder CL 80 S with a density of 2240 kg/m 3 , and river sand with a density of 2650 kg/m 3 . The composition of mortar mixtures is shown in Table 1 . The designations LBM correspond to lime based mortar, LM to lime mortar, CM to cement mortar, and ACM to aerated cement mortar, while the numbers next to these designations indicate the volume ratio of the cement, lime, and aggregate in the mixture. The air entraining agent Energyair LP K 200 was used in ACM mixtures in the amount of 0.3% of cement mass. All the components were mixed as prescribed in EN 1015-2 [29] . Mortar, in its fresh state, was tested for its consistency according to EN 1015-3 [30] , for its density according to EN 1015-6 [31] , and for its pore content, according to EN 1015-7 [32] . The results of the mortar testing in its fresh state are given in Table 2 . It is evident from Table 2 that within each mortar group, at the same water to binder ratio, the consistency decreases as the density and pore content increases. Namely, the consistency decreases with an increase in the total binder content (cement + lime) within each mortar group, which also increases the binder to sand ratio. The binder contains finer particles than sand; this ultimately results in a lower consistency of mortar mixtures with a higher ratio of fine to coarse particles. At the same time, it is precisely the higher proportion of fine particles in mortar mixtures with a higher ratio of binder to sand that causes these mixtures to have a higher pore content. A higher content of finer particles causes an increase in density as well. The mortar specimens, prisms with dimensions of 4 cm × 4 cm × 16 cm, were cured in the way prescribed in EN 1015-11 [33] . For the purpose of assessing the effects of the freeze/thaw cycles, the mortar specimens were subjected to compressive and flexural strength tests before and after their exposure to freeze/thaw cycles, and the ratios of these measured properties were calculated. A higher compressive/flexural strength ratio means a better material resistance to freeze/thaw action. To simulate freeze/thaw action, the procedure prescribed by HRN B.D8.011 [34] (the former Croatian regulation for checking brick resistance to freeze/thaw cycles) was used. According to this regulation, the samples saturated with water were placed in the freezer and exposed to a temperature of −20 ± 2 • C for four hours. After that, the samples were immersed in room temperature water where they were kept for four h at a temperature between +15 to +20 • C. This cycle was repeated twenty-five times. The mortar is considered to be resistant to freeze/thaw cycles if the signs of damage (cracks or disintegration) are not visible on any of the tested samples after the described procedure. The compressive and flexural strengths of the mortar specimen were tested according to EN 1015-11 [33] . The tests were performed in triplicate.
The prepared and dried samples that were cut from the mortar specimens prior to the freeze and thaw cycles (cylindrical, 15 mm in diameter and 20 mm high) were tested in a mercury porosimeter. This is a reference test device for mortar porosity testing, because such materials have an incompressible structure. The measuring cycle included mercury intrusion in a pressure range from 2 to 33,000 psi which enables the determination of pores in a range from 800 µm to 0.006 µm. Representative cylindrical specimens of an almost identical volume (about 1.85 cm 3 ) were prepared for the measurement. All the samples were cleaned of dust and pollution by compressed air. During the test in the penetrometer (the measuring vessel), the meniscus decreases in the calibrated capillary as the pressure rises. This is the effect of mercury injection into the pores. Using the Washburn equation, the decrease of the mercury level in the capillary is converted into the content of specific pore diameters [35] .
In addition, the distribution of pores in the samples was obtained via X-ray micro-computed tomography analysis, which was conducted using X-ray Nanotomography equipment (Bruker Skyscan 2211). The sample dimension of~2 × 2 × 2 mm 3 was scanned using a 11 Mpixel cooled CCD camera by applying the source voltage of 100 kV and the source current 400 µA with an exposure time of 300 ms. The voxel size of these datasets was 0.4 µm. The NRecon reconstruction software was used to reconstruct the projected images with a pixel size of 4032 × 2688, and the CTan and CTvol software packages were used to represent the 3D models. The pore range detected in the specimens was 8-100 µm. The open cylindrical volumes of interest (VOIs) used for the quantitative analysis of the reconstructed images were individually optimized for each sample to ensure the optimal representation of the heterogeneous pore structure in the VOI-based calculations.
For the nanotomography, the mortar samples were crushed and sieved on sieve meshes with sizes of 4 and 2 mm, and particles that remained on the 2 mm mesh size were used. SEM images were taken in a secondary electron imaging mode using a Hitachi S-4700 microscope operating with a cold field emission gun. The acceleration voltage and the magnification were kept constant at 10.0 kV and x40, respectively. Samples were made conductive by sputtering an approx. 10 nm thick gold coating on their surface.
Results and Discussion
The average values of the compressive and flexural strengths of the mortar specimens prior to and after their exposure to freeze/thaw cycles, as well as the changes in each of their properties, are given in Table 3 , together with their corresponding standard deviations. The mortars with lime as a binder in their composition (the LM and LBM groups) did not survive the freezing and thawing regime, while no visible damage was observed for the samples in the CM and ACM groups. Table 3 . Properties of mortar specimens prior and after their exposure to freeze/thaw cycles with the corresponding standard deviations. From the data listed in Table 3 , it can be seen that, prior to the exposure to the freeze/thaw cycles, the LM group of mortars have the worst mechanical properties (compressive and flexural strength), the LBM group achieved slightly better mechanical properties than the LM group, the CM group has the highest mechanical property values, and the ACM group (the only one with the addition of an air entraining agent) achieved slightly worse mechanical performance than the CM group. The same table shows the trend that mortars with a higher mass proportion of binders within the same group (LBM, LM, CM, and ACM) achieved better mechanical properties, e.g., the compressive and flexural strength of LBM 1-2-6 is higher than the compressive and flexural strength of LBM 1-2-9, and the compressive and flexural strength of LBM 1-2-9 is higher than the compressive and flexural strength of LBM 1-2-12. This is not surprising given that the literature also notes higher compressive strengths for mortars with a higher binder content [21] and, to some extent, with a higher lime content [36] .
Mortar Type/Property
Furthermore, an insight into Table 3 shows that the mortars with lime as a binder in their composition (LM and LBM groups) did not survive the freezing and thawing regime. The reason for this is probably due to the fact that the Ca(OH) 2 , as the main component of the lime mortar, is slightly soluble in water [37] and the applied regime of exposure to freezing and thawing cycles suggests saturation of the samples with water, as well as the fact that these samples achieved low initial mechanical property values. According to [38] , the high initial mechanical properties play a significant role in the resistance of cement composites to freezing and thawing cycles. The CM and ACM groups, with their higher values of initial mechanical property values survived the applied test regime.
Comparing the mechanical properties of the mortars that have survived this freeze/thaw regime, cement and the aerated cement mortars reveals that the addition of an air entraining agent improved the mortar's resistance, i.e., the compressive and flexural strength ratios after and before the freeze/thaw cycles were better in the aerated cement mortars (the compressive/flexural strength ratio after and before freeze/thaw cycles of ACM 1-4 was higher than the ratio of CM 1-4, the ratio of ACM 1-3 was higher than the ratio of CM 1-3, and the ratio of ACM 1-2 was higher than the ratio of CM 1-2). Again, the mortar mixtures with a higher content of the binder achieved better freeze/thaw resistance in terms of their compressive/flexural strength ratio after and before the freeze/thaw cycles; e.g., the resistance of CM 1-3 was better than the resistance of CM 1-4, while the resistance of CM 1-2 was better than the resistance of CM 1-3. The pore size distribution and total porosity of the mortar samples are given in Table 4 . Table 4 . Pore size distribution and total porosity of mortar specimens. Analyzing the results presented in Table 4 . it can be noticed that the LBM mortar is characterized by the uneven distribution of open pores, and the entire porosity is in the range of 0.25-1.0 µm. Pores of a 0.5 µm diameter are dominant. Total porosity ranges from 32% to 43%. The LM mortar has a similar pore structure, where pores with a diameter of 0.12-3.0 µm, depending on the type of the sample used for the test, are dominant. Porosity of these samples ranges from 33% to 46%. In both types of mortar, there is a single peak with a dominant size.
The other two mortars (CM and ACM) are characterized by a different distribution of pores. Based on the results, it can be concluded that in the CM mortar, most open pores are in the range of 0.032-2 µm. In each of the discussed ranges, the pore sizes presented in the table are of a similar size and oscillate between 10-20%. The total porosity was 28-29%. The last ACM mortar, with increased air content, contains two compartments of dominant porosity. The first, in the range from 0.5 to 2.0 µm (more than half of the obtained porosity), and the second range, from 0.064 to 0.5 µm, which includes about 30% of all pores. Total porosity in the ACM mortars was 30-35.6%.
Furthermore, the pore ranges given in Table 4 are grouped into four main groups: pores with a diameter up to 0.016 µm, 0.016-0.064 µm, 0.064-0.25 µm, and pores with a diameter of 0.25 µm and greater, which are shown in Figure 1a ,b. Namely, such a grouping classifies pores as harmless, less harmful, harmful, and more harmful according to [28] , whereby the pore grouping is adapted to the pore ranges recorded in Table 4 . Figure 1a ,b shows that the cement and aerated mortars developed higher level of harmless and less harmful pores, as well as lower levels of harmful and more harmful pores then the lime and lime based mortars which could be one of the reasons that justifies the lower resistance of lime and lime based mortars to freeze/thaw cycles. For the cement and aerated cement mortars, it is evident that within their own mortar group, mortars with a higher proportion of binder have a smaller proportion of harmful and more harmful pores, which is accurately matched to the ratios of the mechanical properties after and before the freeze/thaw cycles for the mortars shown in Table 3 . This result, again, evidences the detrimental effect of macro pores (larger than 0.064 µm) on the freeze/thaw resistance of mortar.
The quantity of open and closed pores, as well as their connectivity, was obtained by nanotomography ( Table 5 ). It can be observed in Table 5 that there are discrepancies in the content of pores with diameters 8-100 µm obtained by nanotomography, and the sum of the pores ranges from 8 µm upwards (8-16, 16-32, 32-. . . µm) (as shown in Table 4 ). Discrepancies between the mercury porosimetry and nanotomography derived porosity data are due to (i) the fundamental differences between the operating principles of the two methods and (ii) the lack of a complete overlap between the pore diameter range measurable by the techniques. Even so, the qualitative agreement of the trends observed by these fully independent methods provides strong evidence for the validity of the argument presented here. Total porosity (closed + open) and open porosity are clearly much higher for the CM and ACM samples than for the LM and LBM ones. Considering the fact that this method recorded pores in a range from 8 to 100 µm (which were classified in the previously mentioned literature as harmful), it was expected that such a high content of macropores would have a detrimental effect on the freeze/thaw resistance of the CM and ACM mortars. In addition, the authors in [39] observed that the materials with the highest proportion of open pores, as in the case of CM and ACM mortars, are the least resistant to freeze/thaw cycles. On the other hand, CM and ACM mortars showed superior freeze/thaw resistance over LM and LBM mortars ( Table 3) . At the same time, the pore connectivity recorded by nanotomography ( Table 5 ) was much higher in CM and ACM mortars than in LM and LBM, leading to the conclusion that pore connectivity is a very important factor for the freeze/thaw resistance of mortar-the higher the connectivity of the macropores, the higher the freeze/thaw resistance of the mortar. Namely, the assumption is that water, after entering the mortar once, can leave the mortar structure faster in the case of higher pore connectivity, thereby diminishing the likelihood of water retention and damaging the mortar structure caused by freezing.
Further, the open cylindrical volumes of interest (VOIs) used for quantitative analysis of the reconstructed images were individually optimized for each sample to ensure the optimal representation of the heterogeneous pore structure in the VOI-based calculations as shown in Figure 2 . Closed pores are marked here in a red color, the open pores are marked in a blue color, and the matrix is colored in grey. In Figure 2 , one can visually see what was previously shown numerically in Table 5 ., i.e., that closed pores (red color) prevail in LBM mortars, while in all the other mortars (with the exception of LM 1-3), open pores (blue color) are dominant.
The results of the SEM analysis are shown in Figure 3 . In Figure 2 , one can visually see what was previously shown numerically in Table 5 ., i.e., that closed pores (red color) prevail in LBM mortars, while in all the other mortars (with the exception of LM 1-3), open pores (blue color) are dominant.
The results of the SEM analysis are shown in Figure 3 . In Figure 3 , it can be seen that a few of the pores with sizes of 100-300 µm in the LBM mortars, a few pores of 100-200 µm in the CM mortars, and some cavities in the LM 1-3 and LM 1-2 mortars likely resulted from insufficient compaction of the samples, as well as the large number of pores sized 100-500 µm in the ACM mortars. These pore diameter ranges are markedly different from those observed either by mercury porosimetry or by microCT analysis. Therefore, it is safe to conclude that even though the intrinsic limitations of scanning electron microscopy only allow us to see open pores, this method identified a third pore diameter range. These pores (air voids) caused by the use of an air-entraining agent (the ACM group of mortars) were likely formed and evenly distributed. After freeze/thaw cycles, these air voids helped to ease volumetric expansion and cut off potential water channels to improve the frost resistance of the cement composite [27] . According to Zhang [27] , in the case of two mortar mixtures with the same air content, the one with a smaller pore diameter, a greater number of pores, and a smaller air void spacing factor will possess better frost resistance. Almost the same air content for mortar of ACM group is visible in Table 4 , while a smaller size and greater number of pores are visible in Figure 3 for ACM 1-2 compared to ACM 1-4. This visual observation is very well matched to the ratios of the mechanical properties before and after the freeze/thaw cycles for the mortars shown in Table 3 , i.e., the ratio of the mechanical properties before and after the freeze/thaw cycles were higher fir ACM 1-4 than for ACM 1-2.
Conclusions
The resistance of the four groups of mortars (lime-LM, lime based-LBM, cement-CM, and aerated cement-ACM mortars) to freeze/thaw cycles, with different amounts of mortar components within each group, was quantified. The mortars with a higher mass proportion of binders within the same group of mortars (groups LBM, LM, CM, and ACM) achieved better initial mechanical properties. For freeze/thaw resistance, the mortars with lime as a binder in the composition (LM and LBM groups) did not survive the freezing and thawing regime, while no visible damage was recorded on the samples of the CM and ACM group. Examining the pore system via three different methods (mercury intrusion porosimetry, X-ray micro-computed tomography analysis and SEM analysis), the authorstried to clarify the freeze/thaw testing results. It can be concluded that a low initial value for the mechanical properties of LM and LBM mortars, as well as the higher proportion of harmful pores (pores greater than 0.064 µm) in comparison to the CM and ACM mortars, are responsible for their poor durability. However, within the CM and ACM groups, some mortars were found to have better resistance than others. According to the results of nanotomography, it can be concluded that the most important factor influencing freeze/thaw resistance is pore connectivity-the higher the connectivity of the macropores, the higher the freeze/thaw resistance of the mortar. SEM analysis proved to be a very useful method for studying the aerated cement mortars, as it revealed pores in a size range that was not covered by mercury porosimetry and nanotomography. 
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